Synthesis of cyclic RXDfK: X = A (2) or G (3)
All peptides were synthesized on solid-phase using a 2-Cl-Trt resin preloaded with Gly or Ala. Peptide elongation involved treating the resin with 20% piperidine in NMP to cleave the Fmoc-protecting group, followed by coupling of the next amino acid with DIPEA and HBTU. Before cleavage, the resin was rinsed seven times with diethyl ether and CH 2 Cl 2 . A mixture of TFE, acetic acid and DCM (1:1:3 v/v/v) was used to cleave the linear peptide from the resin without removing the side chainprotecting groups. The solution containing the cleaved peptide and the resin were separated by filtrations, solvents removed in vacuo, and the resulting solid was redissolved in H 2 O/acetonitrile and lyophilized. The peptide chain was then cyclized using PyBOP as coupling agent. The peptide was dissolved in dry DMF (5 mL) and added dropwise with a syringe at 0.033 mL/min in a glass roundbottomed flask containing DIPEA (9 eq.), PyBOP (2.2 eq.) and dry DMF (10 mL) in dry CH 2 Cl 2 (14 mL).
The reaction mixture was allowed to react overnight under stirring at room temperature under a positive argon pressure. Solvents were then removed in vacuo. The cyclized peptide was then deprotected using a mixture of TFA/H 2 O/TIS 95:2.5:2.5 v/v/v for 3 h. Solvents were removed in vacuo and the crude was redissolved in H 2 O/acetonitrile and lyophilized. The peptide was finally coupled to NHS-activated pentynoic acid (synthesized according to previous literature) i (1 eq.) in dry DMF (1.3 mL) in the presence of DIPEA (10 eq) for 1 h. Solvents were removed in vacuo. Purification was performed using preparative-HPLC with a gradient of 12-20% B. Yields for 2 and 3 were respectively 38 and 45%. Figure S1 . Synthesis of ferrocenylamine PEG azide 1.
2: LC-MS
Ferrocenecarboxaldehyde, A (922 mg, 4.31 mmol) and azide amino, B (1.1 g, 5.04 mmol, 1.2 eq.)
were dissolved in dry MeOH (18 mL) at rt and stirred under a positive argon pressure for 3 h. After complete conversion to the imine, C (judged by 1 H-NMR of an aliquot measured in CD 3 OD), the reaction was carefully treated portion-wise with NaBH 4 (277 mg, 7.32 mmol, 1.7 eq.) and stirring continued until no further gas evolution was observed. Then, the reaction was immediately quenched with 10 mL of 1 M aqueous NaOH and diluted with 50 mL CH 2 Cl 2 . The aqueous phase was then extracted 2 x 30 mL CH 2 Cl 2 and the recombinant organic phase washed with 40 mL brine, dried (MgSO 4 ) and filtered. Evaporation of the organic solvents in vacuo afforded a dark orange-red crude oil, which was purified by silica gel column chromatography (column dimensions: 10.5 cm h x 3 cm w;
pack column with CH 2 Cl 2 , then step-wise gradient of 5% and 10% MeOH until product exits the column) to afford the target compound, 1, as a dark orange-red oil (1.32 g, 3.19 mmol, 74% 70.7, 70.6, 70.3, 70.0, 68.4, 67.7, 50.6, 49.0, 48.8 ppm; IR (neat): ν˜ = 3332, 3091, 2865 IR (neat): ν˜ = 3332, 3091, , 2099 IR (neat): ν˜ = 3332, 3091, , 1641 IR (neat): ν˜ = 3332, 3091, , 1449 IR (neat): ν˜ = 3332, 3091, , 1347 IR (neat): ν˜ = 3332, 3091, , 1284 IR (neat): ν˜ = 3332, 3091, , 1249 IR (neat): ν˜ = 3332, 3091, , 1104 IR (neat): ν˜ = 3332, 3091, , 1037 IR (neat): ν˜ = 3332, 3091, , 1023 IR (neat): ν˜ = 3332, 3091, , 1000 General protocol for the synthesis and purification of ferrocene-peptide conjugates
Prior to reaction, azide 1 (1 eq.) was weighed into a glass round bottom flask fitted with a magnetic stirrer bar, degassed with flushing argon and stored under a positive argon pressure. The azide was then dissolved in a mixture of degassed DMF/milliH 2 O (3/1 v/v) and alkyne 2 or 3 (1 eq.), CuSO 4 (0.3 eq.) and sodium ascorbate (0.5 eq.) were next added, followed by a small piece of copper ribbon. The reaction flask was heated at 40 °C for 24 h under a positive argon pressure, after which the solvents were removed in vacuo and the crude redissolved in H 2 O/MeCN in readiness for purification by RP-HPLC.
Purification was performed using a gradient of A from 10 to 30%. Final yield after purification ranged from 32 to 39%. Gold electrodes (5 μm wide, 10μm spacing) were fabricated and prepared as previously reported in literature iii . After a final washing, the electrodes were modified as described above (starting with incubation in CB [7] ).
4: LC-MS

X-ray Photoelectron Spectroscopy (XPS):
XPS measurements were performed on a PHI Quantera SXM, using a monochromated Al K-α X-ray source with an energy of 1486.6 eV. The X-ray beam has a diameter of 100 µm and a power of 25 W.
Survey scans (-5eV to 1345 eV) were collected at 45 deg. take-off angle and at a pass energy of 224 eV (0.4 eV step size). Samples were neutralized with low energy Ar + ions and electrons. Atomic concentrations were calculated using Multipak 9.2.1.0 software from PHI. 
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Cell experiments
Human Umbilical Vein Endothelial Cells (hUVEC) at passage between 2 and 5 were used for the cell experiments. Confluent T25 or T75 flasks of hUVECs were trypsinized, centrifuged and redispersed in EGM-2 Lonza medium for surface incubation.
For the first experiment (to determine the optimal blocking conditions), cells were seeded at a density of 60 000 and 80 000 cells/mL at 37 °C, 5% CO 2 . After 3 h, the medium was removed, each well was washed once with 2 mL PBS buffer and transferred into anew well with fresh medium.
Images were recorded at different time points. Different blocking steps were tested: no blocking (blocking 0), blocking with EG 6 -SH before CB [7] and Fc-cRGD incubation (blocking 1), blocking between CB [7] and Fc-cRGD incubation (blocking 2) and blocking as the last step, after CB [7] and FccRGD incubation (blocking 3). Significant differences were observed between the different surfaces ( Figure S6 for 24 h and Figure S7 for 38 h). The two controls, cells seeded on a CB [7] surface and on a CB [7] and Fc-PEG surface, were performed without any further blocking.
For the other experiments, the same procedure was repeated including only the blocking step 3 and 
